Supporting Powder Pattern Indexing
Figure S1 -Experimental (top) and simulated (bottom) powder pattern of α form. The simulated peaks match very closely to the actual but they are all shifted down by approximately 0.2-0.3 due to the temperature difference. Despite the shift all the peaks are present, it is certain that the sample was purely polymorph 3. The simulated peaks match very closely to the actual except they all seem to be shifted down by approximately 0.2-0.3. Despite the shift all the peaks are present with the addition of one peak at 33.749 which may be present in P1 but due to other notable peaks for P1 being absent that the sample was purely polymorph 4. Monoclinic, Cc Cu Kα radiation, λ = 1.54178 Å a = 31.4521 (12) 
Supporting Single Crystal Analysis
i) −x, −y+1, −z+1; (ii) x, −y+1/2, z+1/2; (iii) −x+1, −y+1, −z; (iv) −x+1, y+1/2, −z+1/2; (v) −x+1, y−1/2, −z+1/2; (vi) x, −y+1/2, z−1/2; (vii) x−1, y, z; (viii) −x, y−1/2, −z+1/2.
Figure S5 -α Form Down a-axis (top). Down b-axis (middle). Down c-axis (bottom).
β Form
Figure S6 -β Form Down a-axis (top). Down b-axis (middle). Down c-axis (bottom).
γ Form 
Figure S7 -γ Form Down a-axis (top). Down b-axis (middle). Down c-axis (bottom).

Salt Form Figure S8 -Salt Form Down a-axis (top). Down b-axis (middle). Down c-axis (bottom).
Solubility and Spectroscopy Studies
The relative solubility of each form was gauged by weight, 0.1g employed and placed in vial, and subsequent addition of selected solvent was undertaken. Solvents used pure water, 50:50
water: ethanol and pure ethanol. Aliquots dispensing was undertaken using the autopipetting Zinsser LISSY in 100µl increments, mixing after each addition, until dissolved. 
FT-IR
FT-IR spectra were acquired using a Perkin-Elmer Spectrum 100 FT-IR Spectrometer. The background was measured before each sample was measured with 16 acquisitions. 
FT-IR of Four Forms
Raman
Raman spectra of each sample were measured on a Bruker Senterra using the 785nm laser operating at 100mW with an acquisition rate of 8 or 16 scans within a 2 seconds period.
Figure S16 -Raman of α (blue), β (red), γ (green) and the salt (orange) overlaid.
Supporting Narrative: Hydrogen Bond Network from pairwise and beyond….
This section is included to communicate the base level analysis undertaken on the four forms isolated with regards pairwise motifs (synthons), and the notion of complex or ionic form in the context of crystal growth units. All which employs supporting information from sections 1-3.
They key view of these motifs is found within the growth units theme within the paper. See figures below I to VII, it is important to appreciate that these units are dependant on how the supramolecular construct is employed and a number of possible combinations for a specific form may be generated. 
Raman of Four Phases
With regards to the link of these motifs and the crystallisation, the reader is directed to growth units, as these set specific boundaries that are employed within the narrative in the paper. In that the shortest atom connectivity is aligned to graphs sets and is manifested in the growth unit for layer assembly. This approach reflects development of the asymmetric unit within a growth picture for the system being examined.
See below top LHS alpha, bottom LHS beta, top RHS gamma, bottom RHS salt.
In this way the pairwise assemblies are linked to the notion of growth as a layer by layer process, which is based within the E att approach to morphology and intermolecular contacts.
One allied issue is the view of a hydrogen bond within the context of the position, contact and localisation of the hydrogen along such an intermolecular interaction; which may be expressed either as an ionic framework or as a polar framework. The situation is identifiable through secondary evidence of: bond lengths, torsions and primary evidence: charge density maps between acid and basic sites. In this regard, evidence from the generation of the difference (F o -F c map) for the assigned salt, whereby the removal of the proton from the 'protonated' ionic form, the resulting map clearly demonstrates unambiguously the localisation of the proton position to the pyridine nitrogen and, notably, no significant electron destiny is associated with the oxygen (O7) of the 'citrate'. The peak is 0.73 eA -3 is consistent with localisation of the proton at this position and its inclusion at full occupancy in the model significantly reduces the R-factor.
This view is also backed up by the vibrational spectroscopy, particularly Raman spectroscopy, which also provides differentiation between each phase and provides some insight into the structural role of the coformers. Raman spectra of the products are shown below.
Note: Raman spectra of the four forms with 785 nm excitation: (i) α-form (black), β-form (red), γ-form (blue), salt-form (green). It is interesting to note, that the spectra of the α-and β-form are similar and consistent with the close relation between polytypes. The salt and γ-forms can be differentiated from these, and from each other, through different spectral envelopes in the following regions: 1800-1630 cm -1
, associated with C=O stretching modes of the citric acid; 1100-1040 cm -1 and ca. 940 cm -1
, consistent with C-O stretching modes of CA [L.C. Bichara, et al Adv. Phys. Chem., 2011 , 2011 , ID 347072, doi:10.1155 /2011 . The spectrum of the salt features a strong and definitive band at 560 cm -1 , tentatively assigned to N-H bending modes of the protonated IN [D. Cook, Can J. Chem, 1961 , 39, 2009 ., A.A. Samoilenko, et al. J. Struct Chem 17(4) 546-552, (1977 ]. In contrast to CA, the IN components in the spectrum remain largely unchanged between phases. In particular, the position intense band associated with the ring breathing mode of pyridine of IN at ca. 1020 cm -1 is essentially constant for the co-crystal forms (1019 cm -1 for α-and β-forms, 1020 cm -1 for the γ-form) and shifts marginally for the salt (1022 cm -1
) and this presumably originates from its common role in the structures with the hydrogen-bonded amide-amide dimer [S.A. Kulkarni, et al ChemCommun 2012, 48, 4983-4985] . Similarly, the amide scissoring mode of IN stays remarkably constant at 1617 cm -1 across the forms as does the ring stretching and deformation mode at 1154 and 667 cm -1 respectively [M. Bakiler et al. J. Mol. Struct., 2007, 826, 6-16] . Clearly, the vibrational spectroscopic data points to a relatively similar structural role for IN in the phases, with the predominant variations occurring with the CA coformer This pre work was employed to mitigate the use of complex/co crystal and salt form employed in the paper. It was placed in the supplementary information in order to improve the readability of the paper with a crystallisation perspective. Consequently, the critical secondary structural information is as follows:
Alpha Form
Number Object1 Object2 Object3 Object4 Torsion This adds confidence when considering the inspection of torsions and degree of planarity along with positioning of hydrogen based on electron density the molecular complex situation exists for the alpha, beta and gamma, whereas in latter phase (salt) the ionic contact is clearly identified at 07/08 oxygens. (see above). The fastest faces in the β form (110) and (100) exhibit easy chain growth directly in the face whereas the slowest face (020) shows the layers are oriented perpendicular to the plane of the face. This makes it difficult for an approaching molecule to integrate into the face make it much less likely. The second slowest face (011) shows growth occurs in directions away from the face therefore growth of this face only occurs by the growth of other faster faces. The fastest faces of the γ (11-1) and (111) are the fastest growing faces out of all phases considered. Growth is very easy due to the linear chains and sheets formed in these directions.
Supporting Computational Analysis
Single sheets of CA are layered in these directions which are then layered on the top and bottom by IN. The slowest faces (-200) and (202) show that molecules chain growth orients away from these faces where growth of the slower faces is only possible by the growth of the faster faces.
Figure S19 -Calculated intermolecular potentials of salt form with slowest growing faces in red and fastest growing faces in green. Fastest face (1-11) (top left). Second fastest face (10-1) (top right). Second slowest face (100) (bottom left). Slowest face (1-10) (bottom right).
The salt form growth mechanism is very like the α form. The two fastest-growing faces are (1-11) and (10-1) respectively. The fastest face is due to π-π stacking and the second fastest due to ease chain growth with strong intermolecular interactions. Growth of the slowest faces is slow because chain growth occurs away from these faces.
Interaction Mapping
Interaction maps allow a visual representation of the best environment for bonding to occur, to produce the most stable material. Energy differences produced by a molecule create hotspots where when fully occupied by a counter-molecule, are stable. If a molecule occupies the space outside these hotspots then the material is less stable. Interaction mapping allows for estimates in the order of stability of each form by examining these hotspots, and the extent to which they have been occupied. 
